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In this paper a quantum electrodynamical theory of cooperative Raman scattering in fluids is
developed. The process is one in which pairs of molecules undergo concerted Raman transitions via
an intermolecular energy transfer mechanism. The formalism is also extended to chromophore
pairs in which intramolecular energy transfer is involved. Using the Power-Zienau-Woolley mul-
tipolar Hamiltonian, intensity equations of the Kramers-Heisenberg type are derived which are val-
id over all regions of molecular separation. In the near zone it is illustrated how the intensity of
cooperative scattering is simply that obtained by consideration of the instantaneous response of one
molecule to the scalar field generated by another. Within this regime it is shown that the rate of
scattering has the familiar R ~® dependence on intermolecular separation R associated with in-
teracting induced dipoles. In the far zone it is demonstrated that the fully retarded and causal in-
teraction between molecules is mediated through virtual photon coupling, and that this leads to a
result for the intensity that dies off with R ~2. This long-range-interaction contribution to the
overall scattering intensity is generally ignored in collisional treatments of intermolecular interac-
tions, yet is likely to be of more significance than higher-order multipole terms in near-zone calcula-
tions. Finally it is shown how bands in a Raman spectrum due to cooperative scattering effects may
be identified by their unique pressure characteristics, or by observation of light scattering that
occurs outside the interaction volume of the laser beam. In the case where the scattering occurs be-
tween molecules or chromophores held in a fixed orientation with respect to one another, it is
demonstrated how detection may be facilitated through the manifestation of a differential scattering
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effect.

I. INTRODUCTION

It is well known that the environment of a molecule
can affect its optical scattering characteristics. The pres-
ence of solvents with high refractive index, for example,
can lead to local field enhancements and hence intensity
increases. Such solvent effects, which can occur even at
moderate densities, are known to lead to solvatochromic
effects and are often associated with changes in vibration-
al frequencies of the solute. Such modifications to the
solute spectrum are generally pressure dependent, indi-
cating that they arise as a result of molecular proximity
effects.

One such mechanism by which these effects are medi-
ated is the dipole-induced-dipole! ~* (DID) mechanism, in
which the interaction potential has the familiar R ~¢
dependence on molecular separation.” The extreme dis-
tance sensitivity of this mechanism is such that phenome-
na in which it is implicated are normally referred to as
collisional. In fact, most DID calculations are based on
nonrelativistic treatments which fail to give a result gen-
eral for all regions of molecular separation. This occurs
because of the assumption that the response of one mole-
cule to the presence of another is mediated through the
instantaneous coupling of the neighboring molecule’s
electrostatic scalar potential (see, for example, Ref. 6).
This approach produces results which are, therefore, only
valid in regions where relativistic contributions are negli-
gible (the near zone).’

More rigorous relativistic quantum electrodynamical
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treatments, which consider the interaction of neighboring
molecules as being mediated by virtual photon coupling,
show that the interaction potential at large separations
(the far zone) in fact dies off as R 2, reflecting the classi-
cal limit for radiative energy transfer. Consequently,
significant coupling effects persist even in the absence of
collision in this region. Craig and Thirunamachandran®
have derived equations for the Maxwell field in the vicini-
ty of a molecule by consideration of how the vector po-
tential is modified in relation to the field in vacuo. In
their treatment, conducted within the Heisenberg repre-
sentation, the molecule plays a passive role via its polari-
zability. The resultant modifications to the vacuum field
are manifest in nonunity refractive indices® and other re-
lated local field effects. However, no net energy is
transferred in the associated scattering processes.

A spectroscopically more interesting process is one in
which molecules of the ensemble interact inelastically
with the radiation field. Here bimolecular effects are
especially pronounced in connection with inner coordina-
tion shells, hydrogen-bonded species and van der Waals
complexes. In each case the interaction between mole-
cules can lead to modifications in the polarization proper-
ties of the scattered light, Raman frequency shifts, and
changes in the pressure characteristics of Raman
bands.'®”!* Multiple scattering processes can also lead to
other interesting features in a Raman spectrum. For ex-
ample, the interaction between two centers can provide a
mechanism for energy exchange such that the process

A+B+fiv— A*+B*+ew' (1.1)
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occurs, leading to the possibility of observing bimolecular
combination bands in regions where neither 4 nor B
shows normal Raman activity, i.e.,

ﬁ(a)'_(l)’):(Eara‘f'EB'B) )
#&— & )FE yurEgg »

(1.2)
(1.3)

where the Raman transition at A
la’Y<«—|a), and that at Bis |8’ )<|B).

This type of synergistic Raman scattering may also
occur as a result of coupling between chromophores in
the same molecule. Here the operation of an intramolec-
ular scattering mechanism leads to the appearance of
combination bands due to excitation of two normal
modes within the molecule. This effect is more common-
ly viewed as an induced anharmonicity in the group vi-
brations originating from the interaction between transi-
tion dipoles in the two chromophores. As we shall see,
chromophore coupling can lead to an induced chirality
manifest in the appearance of circular differential scatter-
ing (even in the electric dipole approximation), an effect
especially pronounced in Raman 90° scattering experi-
ments. This mechanism is sensitive both to the separa-
tion distance and the relative orientation of the two in-
teracting chromophores. It is, therefore, apparent that a
good understanding of this effect in normal scattering ex-
periments could lead to information about the chemical
environment of the scattering sites.

is designated

II. THEORY

Within the framework of quantum electrodynamics
(QED) the effect of interacting molecules or chromo-
phores can be described in terms of virtual photon cou-
pling, such that the interactions which occur between
charges in different molecules propagate with the speed
of light. In this case it is therefore necessary to ensure
that all molecular interactions are fully retarded, taking
account of the finite speed of propagation. In this treat-
ment we utilize the multipolar Hamiltonian of Power and
co-workers.!*!> This form of interaction Hamiltonian
contains no static term and is manifestly causal. In this
sense it has a distinct advantage over the minimal cou-
pling formalism as derived in the Coulomb gauge, which
describes radiation-molecule interactions in terms of the
scalar potential @ and the transverse vector potential a’.
In this representation both @ and a' are nonlocal and not
fully retarded.'® Hence the interaction Hamiltonian in-
cludes static contributions which give rise to a false in-
stantaneous precursor signal. In any complete calcula-
tion the static signal, which arises from terms involving
a', exactly cancels the longitudinal electrostatic interac-
tion, giving a Lorentz-covariant result. Of course, either
choice of Hamiltonian gives the same result;'%!" =2 how-
ever, by adopting the multipolar Hamiltonian it is possi-
ble to ensure causality from the outset greatly simplifying
subsequent calculations.

Assuming that the radiation wavelength is long in
comparison to the molecular dimensions of the site at
which the radiation interaction occurs, it is valid to re-
tain the leading, electric dipole, term in the multipolar
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expansion. In the Heisenberg representation the interac-
tion Hamiltonian has the explicit form

HE (kA 1) =—¢€; 'u(£,1)-d"(k,A, R 1), 2.1

where p(£) is the electric dipole moment operator for a
molecule § at a position Ry, € is the vacuum permittivi-
ty, and d* is the transverse electric displacement operator
which for the mode with propagation vector k (circular
frequency w=c|k|) and polarization A, is given by

dX(k,A,1,0)=i(fickey/2V)/?
X {e(l)(k)a(l)(k’”eikr

—z M(k)aM(k,0)]le ) | 2.2)

where e'* is a polarization vector in the direction of the

electric field, a (k,t) and [a“‘)(k,t)]lr are the normal
photon annihilation and creation operators, respectively,
and where for a plane wave description of the radiation
field we have a ’M(k,1)=a " (k)exp—iwt.

In this paper we define the incident laser beam in terms
of its polarization vector e*(k), and the scattered light
by the polarization vector e'*(k’). Within the Power-
Zienau-Woolley formalism of quantum electrodynam-
ics,'* 15 all molecular interactions are mediated by the ex-
change of virtual photons, which we here designate by
wave vector p and polarization label €. By assuming that
all interactions between molecules occur outside the re-
gion of wave-function overlap, it is possible to define the
initial and final states of the cooperative scattering pro-
cess described in Egs. (1.1)~(1.3) as

li)=|a;B;n;0;0) , (2.3)

IfY=la’;B;(n —1);1;0) , (2.4)
where the sequence in the ket denotes, respectively, the
molecular state of A; molecular state of B; occupation
number of the laser beam in the direction of propagation
k; occupation number of the scattered photon mode in
the direction of scattering k’; occupation number of the
virtual photon states, (p,¢€).

In principle there are two allowed cases, corresponding
to where either (a) one center absorbs the laser photon
and the scattered photon emerges from the other center,
or (b) both the absorption and emission occur at the same
center. In each case the virtual photon essentially propa-
gates the energy mismatch between the two centers.
These two cases, which are illustrated in Fig. 1, are asso-
ciated with quite different selection rules since the former
mechanism involves an even number of photon interac-
tions at each center, and the latter an odd number. In
fact, case (a) results in the normal Raman selection rules
for the transitions at each center, while case (b) is associ-
ated with hyper-Raman selection rules at one center and
infrared selection rules at the other. In this paper we
concentrate on the case where the transitions at both A4
and B satisfy the normal Raman selection rules, and we
therefore restrict our attention to mechanism (a).

The rate of cooperative scattering can be calculated via
the fourth-order perturbation term in the Dyson equa-
tion, so that the evolution operator U (z,0) for the process
is given as?¢
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(a)

FIG. 1. Two possible bimolecular scattering mechanisms; (a)
corresponds to cooperative Raman scattering and (b) distribu-
tive Raman scattering.

where T is the Dyson time-ordering operator. Here there
is implicit summation over virtual-photon modes, and po-
larization labels are dropped for brevity. The amplitude
of the probability for finding the system in a state | f ) at
time ¢ due to the interaction switched on at t=0, given
that at time zero the state was in a state |i ), is given by
Cf,-( t),

cri(=(flU( (2.6)

where |f) and |i) are given in Egs. (2.2) and (2.3). To
calculate the result for c;(#) explicitly requires the sum-
ming of all time orderings in Eq. (2.5). This calculation is
facilitated by the use of time-ordered diagrams, and Fig.
2 illustrates four typical contributions.

For the case where molecular centers 4 and B are
identical one needs to sum a total of 48 contributions al-
lowing for absorption of e*(k) at 4 and scattering of
e'M(k’) at B, or vice versa. However, in what follows we
demonstrate how the cooperative scattering process may
be described in terms of the collapsed time-ordered dia-
J

t,0)]i)

H=H,+H{& (p,e)+HE (p,e)+HA (kA +H
—i{[S,Hol+[S,Hiy(p,e)]+[S,H{ (p,e

whose Lagrangians all give rise to the same Heisenberg
equations of motion. Here S is termed the generator, and
may have any form whatsoever, and the ellipses represent
higher-order terms. Clearly the Hamiltonian defined in
Eq. (2.4) is obtained by setting S=const, since then the
generator commutes with all operators and only the
zeroth-order terms survive.

[f dr, [[dt, [ dts [[de,H ikt DH (0,1 HE (, 1) H B (K 2,) |

ine (K, A7)
1+[S,H A& (k)] +[S,HE (k,A)]} —

2549

(c) (d)

FIG. 2. Two collapsed time-ordered diagrams for a scatter-
ing event involving the annihilation of a laser photon at 4 and
creation of a scattered photon at B.

[

grams given in Fig. 3. In this form we obtain an interest-
ing physical insight into this pairwise interaction, and its
relation to multiple-scattering processes.

To establish the equivalence of the two sets of time-
ordered diagrams we define a canonical transformation
such that interactions of lowest order are eliminated from
the calculation.?’” In this way it is possible to define two
effective interaction Hamiltonians which describe the na-
ture of the scattering process at the two molecular sites.
We start by defining the Hamiltonian H, which, for the
cooperative scattering process, may be written as
H=H,+HA

int

(p,e)+HE (p,e)+HA (K, \)+HE (k',1"),
2.7

where H, represents the Hamiltonian of the uncoupled
molecule-radiation system, and subsequent terms denote
coupling perturbations. By methods described in detail
elsewhere,?2® it can be proven that this Hamiltonian is
just one of a set of Hamiltonians of the form

SIS, Hpll+ -}, (2.8

r

As mentioned above the generator S is chosen such
that interactions of the lowest order are eliminated from
the calculation, in which case it obeys the relation

i[S,Hy]=H& (x,\)+HE (k',1)

=i[SA7H0]+i[SB’H0] . (29)
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(a)

FIG. 3. Two collapsed time-ordered diagrams for a scatter-
ing event involving the annihilation of a laser photon at 4 and
creation of a scattered photon at B.

With this choice of commutator, we find that Eq. (2.8) be-
comes

H=H,+HZ (p,e)+HE (p,e)
—i{[S,HA (p,e)]+[S,HE (p,e)]+[S,H % (k,A)]
+[S,HE (x', A+ -, (2.10)
where the ellipsis represents higher-order terms. Equa-

tion (2.9) implies that the generator S is a function of the
two interaction Hamiltonians H 4(k,A) and H%(k',1"),
and this in turn implies that the last two commutators in
Eq. (2.10) are second order in H “(k,A) and HBx',\),
and will therefore not contribute to the process under
scrutiny. For similar reasons all higher-order terms are
of little interest.

The next step in the calculation is to evaluate the gen-
erator S defined in Eq. (2.9). Assuming that the basis
states are all orthonormal eigenfunctions of the Hamil-
tonian H, we find that

(1K', A" );rp|SBlsp; 00Kk, 1))
—i((k',A");rg | Hip (k' A")|s5;0(k’, 1))

- , (2.11
EB—#ick’

_

_Um?
U(t,O)—T

t t
T[fodtlfodtszg(k,tl)Hfﬁ(k',tz)]

S| flan [ ey ey [ B Bt HE Bt HE (K )

where EE=EZ—EA and the state labels of 4 and the
virtual photon have been suppressed since they appear
unchanged at each end of the Dirac bracket; in writing
Eq. (2.11) we have also assumed that there are no one-
photon resonances. The result for the generator S4 is
directly analogous to that above, and can be obtained by
swapping the labels B— 4 and k'— —k.

Having explicitly calculated the form of the generator
S it is possible to obtain the form of the transformed in-
teraction Hamiltonian. By substituting Eq. (2.11) and its
counterpart of S 4 into (2.10), we obtain the transformed
Hamlltoman for the system. Note that the commutator
terms [S,H A (p,e)] and [S,HE, (p,e)] contain all neces-
sary interaction terms to describe the cooperative process
defined in Egs. (2.5) and (2.6). We thus define two
effective interaction contributions

eﬂ'(k k)= {[S Hmt(p’

=HAK)+HE(K) .

)1+[S%HE (p,O)])

(2.12)

Operating on either side of Eq. (2.12) with the initial and
final states of the system defined in Egs. (2.3) and (2.4), we
find that the matrix element for the effective Hamiltonian
for the transition |i ) —|f ) is simply

(f1H q(k,k)|i)=—€; 2af(k)d}(p)d;(k)

)

—¢; af(k")di(p)d}(k’) (2.13)

Written in this form the meaning of the commutator
terms is clear, since the rank-two tensors appearing in

Eq. (2.13) are none other than the Raman polarizability
tensors for molecules 4 and B, defined as

#?r’ura Marplra
Ak)= . . :
ajj(k) ; E,. +#ck | E, —#ck (2.14)
Br,rB Br,rB
KK Hi K
B(j')= el i Fj
a;i(k’) ; E,,—fick' | E,ythck’ (2.15)

Using the effective interaction terms and applying
second-order perturbation theory we find that

(2.16)

This is an important result since it vindicates the description of cooperative Raman scattering by the collapsed time-
ordered diagrams given in Fig. 3, in which each molecular center undergoes a scattering event involving a virtual pho-

ton.

Substitution of Egs. (2.12)-(2.16) into (2.6) gives us the explicit form for the time-dependent probability amplitude.
Carying out the necessary time integrations, applying closure, and performing the summation over the polarizations of

the virtual states, leads to the result
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o TIK Ry kR,

_ (e

cnil)= ar (nkk")'2afi(k)af (k' )e;(k)e; (k')
- o ict(Ka+KB)_l)e_iP.R
ngop(sf"_pfp") (K, +Kz)(Kg+p)
N (eicztka+Ka)_1)e,-p,R
(Ko +Kg)K,+p)

where Sjk is the Kronecker delta tensor, the vector

R=(R, —R,) defines the location of center B with
respect to A4, and
E . —fick
K,=——F, 2.
o i (2.18)
Egg+fick’
= 1
8 e (2.19)

In the conventional Fermi golden rule treatment,” the
second and fourth terms within large parentheses in Eq.
(2.17) are usually ignored, on the grounds that they are
highly oscillatory, and that the sum over virtual states
will therefore lead to a vanishing contribution. However,
it is apparent that the poles in the denominators result in

J

—1(k"R, —k-R,)

cni(t)= (nkk")'?af(k)ag, (k" )e;(k)e(k’)
S

16m%€3V

(o KatKp) _
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K™D |} ~ip R
(K,—p)Kz+p)
iCI(KB"p)_ p-R
De 2.17)

(Kﬁ—p)(Ka+p) ’

[

significant contributions whenever the energy of the vir-
tual photon satisfies energy conservation for absorption
or emission at each molecular center. Thus in coopera-
tive processes the usual Fermi treatment has to be
modified. In the limit of a large quantization volume, it
is possible to replace the summation over all virtual states
by an integral over p space. Care must be taken, howev-
er, since in the special case where molecule 4 remains in
its ground state after cooperative procedure, stimulated
emission and absorption processes favor a process where
the virtual photon exists in the mode of the laser radia-
tion. The corresponding term in the summation is then
weighted with an additional factor of n'/? at each photon
vertex. Consequently, on resorting to spherical polar
coordinates, and carrying out angular integrations, we
obtain

B (eict(Ka—p)_l)

© o sin(pR)
X [T(=V8,+V, V0

iR | (K,+Kg)(Kz+p)

ict (K +Kp)

(e

—1) _ (e

(K,—p)XKg+p)

ict(K ,—p)
1)

+

(K, +Kg)/(K,+p)

e_’(k"Rb—k'R )
(k) 2af(k)af (ke (k

2, (k' )(&

d
(Ky—p) K +p) | P

jk _’k\ﬁk)

4€iv? j
o eict(Ka+KB)_1)eik,R B (etctiKa—p)_l)eik_R e’c'(Ka+KB)__1)e~ik-R B (eict(KBWp)_l)e_ik_R o 20)
(Ko +Kp)Kp+k)  (Ka—k)(Kg+k) (Kot KK, +k) (Kp—k)K,+k) ‘

The term involving (n*)!/? corresponds to the stimulated emission-absorption case mentioned above. Over physically
measurable time scales, this term will be of negligible importance unless the scattering at A is elastic; for the specifically
inelastic scattering process considered in this paper, the term may be dropped.

In order to evaluate the integrals in p space, one notes that, on the energy shell (K, =—Kj),
waIH(pR (eict(Ka+KB)_1) B (eict(Ka*p)_l) N (elcx(K +Kﬁ__1) B (eict(KB~p)_l) J
0 (K +Kp)(Kp+p)  (Ko—plKgtp)  (KytKpKot+p) (Kg—p)K,+p) |7
« sin(pR) (o KatKg) ) 1 .
o iR | (K +K(Kptp)  (Ko—p)Kgtp) |F
B f » sin(pR) o1 Kap) . o1 Kg=p) ;
o iR |(K, plKztp)  (Kz—plK.+p) |-
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Of the last two integrals the first term has no pole in the
region of integration, and is highly oscillatory. This in-
tegral is very similar to that ignored in the Fermi
golden-rule treatment of the second-order matrix ele-
ment. This term averages to zero over periods of p that
are sufficiently large, and is therefore ignored. The
fourth integrand has two simple poles in the region of in-
tegration, and cannot be ignored. Noting that the princi-
pal contribution to this integral arises from the poles, it is
possible to extend the limits of integration to (— o0, )
so long as we ignore all poles not previously included in
the region (0 <p =< ). The integral involved is then easi-
ly solved by taking the Cauchy principal part.'

(nkk')
4€iv?

Pu(0)= afk)al (ke (k)e (k)a 2, (k)a

2 (k')e,,
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Performing the integration in Eq. (2.20) leads to the
following result for ¢t > R:
—i(k"R, —kR,)

Cfi(t)= (nkk’ )1/2 A k)ak,(k )

8miedV
L 1
Xe,(k)el(k X _V28jk +V,Vk );

iKBcl ) .
e —iK (R -ct)_etKﬁ(R —ct)

X ). .21

(K, +K,) ¢

The time-dependent probability Pf;(¢) is now given by the
square modulus of the probability amplitude defined in
Eq. (2.21), and is thus

(k)e,(k

p— 1 —_ ' ’ ’ 1
X (41r€,) 1(—v25,k+vjvk)§(4freo) ‘(—vza,,0+v,,va>§—

—1 —iK (R

x (—24e —ct)—iKg(R —ct)
(K, +Kp)?

Although the above result in principle represents the
correct time-dependent probability for a scattering pro-
cess from A4 to B, it in fact corresponds to a physically
unrealistic case where there is no imprecision in the mea-
surement of the wave vectors of either the laser or the
scattered photons. In a normal Raman experiment, how-
ever, the photodetector subtends a finite solid angle at the
scattering center, and the associated uncertainty in the
wave vector of the scattered light is accounted for by
summing over radiation modes within a small element of
solid angle around k.°3 As in the Fermi rule treat-
ment, we convert this summation to an integral over k',
noting that the energy conserving value for |k’| dom-
inates at all times beyond the femtosecond regime. In
fact, the long-time limit of the integrand is a § function
corresponding to exact energy conservation.’*3 Since
the integrand is highly oscillatory everywhere except at
the pole K;= —K ,, the integral limits can be extended to
(— o, 00 ), and the variable of integration changed to K g.
taking the principal part of the integral leads to a physi-
cally measured probability that comprises outgoing
waves only, i.e.,

= (nkk')hc 4

Pu(0)= PR prafik)ag; (k' e;(k)e (k)

Xa@ A, (k)@ (k')e, ke, (k') (4me) ™!

mn

1

X(= V2, +V, V)& L (4mey)™

><(—V'Za,,,,+v;,v;);}—,2me”<“‘—k'), (2.23)

+eiKB(R —ct)+iK (R'—ct)

). (2.22)

where p,. is the density of scattered radiation modes

k?vdQ

(27)3,% , (2.24)

Pk =

and the pole ensures that the energy conservation condi-
tion Kz= —K, =K is obeyed.

The rate of differential scattering into an element of
solid angle d about the direction k' is obtained by
differentiating equation (2.23) with respect to t. More
usefully the result can be recast in terms of a radiant
scattering intensity I (k’), defined as the Raman scatter-
ing energy radiated in the direction of k' per unit solid
angle per unit time,

Y 40335 , i
Ik )——————(4“0)2 af(k)af (k" e (k)e, (k" )a A, (k)
X s, (k')e, (ke, (K )(4mey) ™!

1 _
x(—vlsjk+vjvk>i;(4weo) !

tK(R R’)

X(—V'%,,+V,V, ) (2.25)

where I (k) is the irradiance of the incident laser beam
for the mode k. Operating on the Green’s functions with
the differential operators gives the result®
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(47eo) (= V78, +V, V)& L exp(iKR)

1 ,
V,k(K,R)=m( {(8,,—3R,R,)[cos(KR)+KR sin(KR)]— (8, — R, R, )[K R *cos(KR)]}

+i{(8; —3R,;R,)[sin(KR)—KR cos(KR)]— (8, —R;R, [K*R *sin(KR)]}) , (2.26)

where V, (K,R) is the polarization-summed complex retarded 1nteract10n tensor. This is often referred to as the pho-
ton propagator for a photon traveling between the two molecular centers,’ or the tensor field.® It is of direct interest to
consider the physics of the above results for a pair of interacting molecules. In this case the term V (K,R) V,,(K',R)
has the form

= _ 1 _ 2p2
ij(K,R)V,,a(K,R)—m%—R—é[(Sjk —3R;R, (8,,—3R,R,)(1+K?R?)
—[(8.—3R;R, )(8,,—R,R,)+ (8, —R;R, )3,,—3R,R,)IK’R?
—R;R,)(5,,—R,R,K*R* . (2.27)
f
In the limit where the intermolecular separation is small, In the discussion so far, the theory has been concerned

only the first term in the above expression contributes to with a cooperative scattering process in which the in-
the intensity. Substitution of this term into Eq. (2.25) cident laser photon is annihilated at A4, and the scattered

simply gives the familiar longitudinal induced- photon is created at site B. Equation (2.25) therefore
dipole—-induced-dipole result for the scattering intensity. gives the intensity for light cooperatively scattered from

In the long-range limit we find that the last term in Eq. one molecular center (site B). In any complete calcula-
(2.27) is the dominant term. This result is simply that for tion, however, the converse case, where the laser photon
a process where a real photon scattered at A is subse- is annihilated at B and the scattered photon is created at
quently scattered at site B. The quantum electrodynami- A, must also be accounted for. The observed intensity
cal result given in Eq. (2.25) thus shows how multiple in- for pairwise scattering is consequently given by the sum

elastic scattering and induced-dipole—-induced-dipole of the two probability amplitudes obtained in Eq. (2.21).
scattering are in fact merely the long- and short-range By following the procedure outlined in Egs. (2.22)-(2.26)

limits of a unified theory of cooperative Raman scatter- we obtain the concomitant result for the observed Raman
ing, involving intermolecular virtual-photon energy scattering intensity,
transfer.
J
'’y — I(k)k'4 A B ' I 174
I(k')=—"={a; (k) B(khaji,(ka p (ke (k )€ 1(k')E,, (ke (K)V; (K, R)V,,(K,R)

(47e,)?
+af(kaf (k)@ A, (kak (ke (ke j(k')e,(k)e, (kK )V;(K',R)V,, (K',R)
+afk)al (k' a A, (k)@ (ke (k)e (k' )e, ke, (kK )V; (K, RV, ,,,(K’, )

Xexpl —i (k—k')-R]+af(k )af (k)@ 4, (k)@ g (k' )e, (k) (k')e, (k)
Xe, (k)W (K',R)V,,(K,R)expli(k—k')R]} , (2.28)

!
where K'=(E_,tfick’')/fic. An interesting feature of  in matrix-isolated species. In the special case of solids

Eq. (2.28) is the appearance of interference terms charac- Raman scattering is best treated as a many-body problem
terized by exponential phase factors. These terms arise as within a full multipolar, or minimal coupling frame-
a result of quantum-mechanical interference between the work.>’”% 1In the theory to be developed below, we con-
probability amplitudes for cooperative Raman scattering centrate on the wider issues of pairwise scattering in

from center A4 to center B, and from B to 4. Such terms fluids, where higher-order scattering mechanisms are sta-
will only contribute when both molecules are within the tistically of little significance. This can lead to two types

interaction volume of the laser. As we shall see later, the of behavior. The first occurs when chromophores within
inclusion of these phase factors in the interference terms the same molecule undergo a cooperative scattering pro-
can lead to a circular differential Raman effect. cess. This process of intramolecular scattering may be

As it stands, Eq. (2.28) is applicable to systems where observed in large molecules where chromophores outside
the A-B pair is held in a fixed orientation with respect to the range of orbital overlap interact through induced

the laser light. The theory should thus allow one to de- dipole-induced dipole coupling. The second type of be-
scribe, for example, the effects of bimolecular scattering havior that may be exhibited occurs when chromophores
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on different molecules undergo pairwise, or bimolecular
scattering. In this case, studies of such behavior could
access new information as to the nature of solvent-solute
interactions.

III. COOPERATIVE SCATTERING IN FLUIDS

A. Intramolecular scattering

In this section we consider the case where an A-B
chromophore system with fixed mutual orientation is free
to rotate in the laser beam. The results to be derived are

|

4
L= TRk o
(417'60)
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therefore applicable to scattering processes where the
centers A and B refer to chromophores within a mole-
cule, van der Waals molecule, or ligands within a crystal
field or coordination shell. In order to calculate the ob-
served rate for the intramolecular scattering for an en-
semble it is necessary to effect an orientational average.
This is achieved by first specifying a laboratory-fixed
Cartesian frame into which all polarization vectors are
cast, related to the molecular frame by the usual Euler
angle matrix. If we do this we can write the rotational
average of (2.27) as

aft (K)ol (k)@ AKE Bk e (k) (k)2 (K)ey (k)Y (K, RV 4 (KR Ly Loyl g, )

+ait (k" al (0@ Akaby ke, (K)e (k' )e, (ke (K )W (K, ROV g (K Rl ol )

+ail(kal (k)a &k abke; (ke (k' )e, (kle, (k')V,,(K,R)V g, (K',R)

X <li}»llolm1'lpoexp[ —i (k_kI)R]>

+af(k'al, (k)a A (k)a Bk e, (k)E (K ), (K)e) (k' )W,y (K, RV, (K,R)

X < livllylmplpeexp[i (k_k’)R] ) }

where the angular brackets denote the need for a rota-
tional average, and where [}, is the direction cosine be-
tween the j axis of the laboratory frame and the p axis of
the molecule-fixed frame.

While the rotational averages can be calculated via
direct integration over the Euler angles, the results are
more readily obtained through use of irreducible Carte-
sian tensor methods which cast the sets of contracted po-
larization tensors in a form directly amenable for
use. "4 The first two terms in Eq. (3.1) require a

|

4 N
Ik=c|3 3

j=0p,g=1

(3.1

f

straightforward fourth-rank isotropic average of the type
outlined in Refs. 40 and 42, while the last two terms in-
clude orientationally dependent phase factors and there-
fore require the utilization of fourth-rank phased aver-
ages given in Ref. 41. Assuming that intramolecular cou-
pling is the predominant mechanism, and that bimolecu-
lar scattering is negligible, the result obtained by explicit-
ly evaluating these averages can be written concisely in
the following form:

2 N . s
Z(T(j%zf]j( lk—Kk'|R)g ;479 TP (A4,B;K,K')+(—1)TVP(4<>B;K-K")]

+ 3 glfo A SIS P (K,K ") +5 0P AHB;K«»K')]] , (3.2)
P
[
where the weight-j representation in the rank-four tensor sub-

space given by**

4

C = % (3.3) )
(4meo) e L lnl|2n =3k —j—1 14
N"—g(—l) k n—2 5 ()

and where Jjl |lk—k’|R) is a spherical Bessel function of
order j; g, 7 is the rank-four, weig_ht-j, tensor metric,
tabulated in the literature,*> and NY’ the multiplicity of

where 0=k <[(n —j)/3]. The tensor invariants 47,
S'%P) and TP’ are contracted sets of polarization vec-
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TABLE 1. Explicit forms for the polarization and molecular response invariants.

j p AP
0 1 (e-&)E-e)
0 2 1
0 3 (e-e')(€-€)
1 1 (k—k')-(eX&)E-e")
1 2 (k—k')-(eX€)e'-€)
1 3 (k—k’')-(eXe')EE)
1 4 (k—k')- (€ X€)(e-e')
1 5 (k—k')-(&Xe')e-€)
1 6 (k—k')-(€Xe')e-€)
2 1 (e-€)e'(k—k')e-(k— k')—%( e')]
2 2 [le'( k-—k')lz——
2 3 (e-e')€(k—k')e-(k— k')—% €)]
2 4 (e&)[e'(k—k')e(k—k')—1(e-e)]
2 5 [le-(k—k")[*=1]
2 6 (e-e)e (k—k')e(k—k’ )—%( €)]
3 1 {(k—Kk')-(eX&)|e(k—k')|?
—%[E‘-(exE)e’~(k—k')+e’-(eXE)E‘-(k—k’)+(k—k’)-(eX€)]}
3 2 {(k—k')-(& X&)e-(k—k’')e'-(k—k')
-—i[c'(E’XE)e'-(k-—k’)+e’-(€'XE)e~(k—k’)+(k—k')-(E‘XE)(e-e’)]}
3 3 {(k—k')-(eXe')e-(k—k')E-(k—k')
—tle-(€XeE-(k—k')t+&-(EXe e (k—k')+(k—k')-(EXe ) eE)]}
4 1 {e:(k—k')E-(k—k')e-(k—k')e'-(k—k')
—%[(e-é‘)E-(k—k’)e'-(k——k’)+Ie'-(k—k’)l"+(e~e’)€’-(k~k')€-(k—k’)
+(&-€e-(k—k')e'-(k—k')+|e-(k—k') |+ (&¢)&(k—k')e-(k—k')]
+3L5[(e-e“)(<‘-,-e')+ 1+(e-e')(&-€)]}
j p S'%P(A4,B;y,v")
0 1 aily(@)af s (08 & (@), (Vi (V)P (1)
2 afy(@laf (08 5 ()7, (Vi (1P, (1)
0 3 afl s (@)af, ()8 ) (0)&F 5 (0o (VWi (1)
j P TP A,B;v,y")
0 1 V;\ZAS(’}’)V;\SYAB(Y )GA Ay (&))a)‘ . (@' )a,\ she (o' )a)‘6)‘8(w)
0 2 V}‘z)‘S(‘y)V)‘S)‘B(y a}‘l;\z(w)aw“(w )a ;\5)‘4((0 )& )‘1}‘8((0)
0 3 V;Lz;\s(y)V;‘S;\B(Y')afl;\z(w)afA (w')&fsxl(w')&f&g(w)
1 ! afp(@af (@) £ (@8 Lo @V (Vi (Ve Ra
1 2 at (@, (@) (0)aF, (@)W, (Vo (re s Ry
1 3 afy(@af; (a8, (whaf, (w)V«Az,\l(y)Vkskg(y’)ekl%)\rﬁkf
1 4 al A, (Cl))a)‘ 4 (0 )(IA A (o' )a” (w)V)‘ZAS(Y)V}‘SAS(Y')EMM)‘TR\Ar
1 5 axlxz(w)ax3x4(w & xsxé(a’ & Alks(w)szk3(y);—/ASAS(Y')ek A ﬁx
1 6 ai‘lxz(w)a;‘iaxl(w')afské(w')‘i §7A8(w)VAZAJ(Y)VASA8 )€y A, ﬁA
2 1 afp(@)af x (@)W (Y)W (v)

X[ak )\ (w )aA )\ ((A))ﬁ ﬁk _-:l; {‘;‘G(w')&f&s(w)]




2556

D. L. ANDREWS AND N. P. BLAKE 41

TABLE 1. (Continued).

AP

ai‘l)\Z w)&fA (G))VA l ('}/)V}\ )\ ('}”)

X[(ZAA (1))(11)\(61))§)L§;t ak)‘(w) A(ﬂ))]

a;‘]xz(w)&ks;“(w )V)‘Z)‘3(Y)V)‘SV8(Y')

X [af};“‘(w’ a )“;7)‘8(‘0 R "4§"7 - %afaﬁ( o) fd‘s( )]
o (0 (@) Vi (VW (1)

X[af 1Ay w)afxe(w' R, Rx _la;fllz(w)ﬁfs;\l(w')]
ay 9 (of )aA Ry (o' )Vlz 3(7’)V/\ 2, (v

X[ais,(@)a k7ka(w)ﬁxlﬁk7 sai, (@& 7, (@)]

'

Efsxo(w’ a f&s(w)szk}(y)V,\sks(y )
X[afl;\z(a))afs;“(w')ﬁ)\]ﬁh——% (w)akjkl(w )]
GA]A7ATVAZA3(Y)VASAB(Y')[aflAz(w)aA3;\4(w )& )‘5)‘6((0 )& ;‘7;‘8(w)§;‘4§;‘6ﬁ,‘f
—laf (@af] ()ad; ()af, (@R,
+aflA2(w)af3x4(w' a )/\45)\?((0[ )a f7;‘8(w)ﬁk4
+afy (eaf, (0)a f, ()a f, (@R, 1)
Vi, (1 WVaa (¥ afy (@)af ) ()3 £ (@)af 5 (@R, Ry R,
5[ax " (w)aA A, (0 )ak b (0 )aA Ag (w)ﬁx
+ak A (o)al 2, (@' )&;f (o )al Ag (w)ﬁ
f (w )ax Ag (w)ﬁx I
€xjheh, V)L Ay (Y)Va shg Y')fax Ay (a))a)\ Ay (o )ax g (o) A7A8(w)§xlﬁx4ﬁxr
)R}
(@ )ﬁh
+af(@af, (@al, (@haf, ()R, Bl
™ Abw)akk(w)ﬁﬁﬁlﬁ
—tlafy(@af, ()l (al; (o )R, R‘
: LR, R,
ks(w)ﬁhlk\)‘é
"s(w)ﬁ"xﬁ’*v

+aAIA2(w)aA3A4(m )aASAG(w’)E L(w)ﬁ ﬁ

+akl;lz(w)a;t3;\4(a) )a

5[(1;‘;L m)a;\k(w )a;\k(w )(1)\78
B
aj

+a;‘l(m)alh(w )al)\(w) ,

A

Vl Ay ('}’)V Aghg '}’ )Ia)\ Ay (a))a)\ A (") (Y;\

i,

=3

+a;\ A, (co)aA Ay (o')a kgh (')

1 7

~B
a
+al A (m)a;\ A, (@ )ak g (' )c_zfl‘
+aA )\ (w)aA A (' )ak A ((L)')C_if7
B
x
b

+a;(‘],\2(w)alel(w')c‘t;{‘s,\é(w &B;L w)R kl7]
B

1 A B "= A ")
+ﬁ[allkz(w)a13;\l((a )a )‘5)‘6((0 A A (@)

o
oo

+ai, (wad, (o)af, (o)a’
)‘1"2( );\3)\4( ) 1514( ) Alks(w)

+afl,\2(w)af3;\4(w' )& fskl(w' )& f4k8(w)]}

tors and molecular tensors, respectively, explicitly defined
in Table I.

The short- and long-range behavior of the result ex-
pressed by Eq. (3.2) and its polarization properties are ex-
amined in more detail in Secs. IV and V, respectively.

B. Bimolecular scattering

In the intermolecular coupling regime the problem is
significantly more complicated, since one needs to per-
form a distribution average for the fluid. The starting

point for the theory is Eq. (3.2), where the random orien-
tation of the A-B pair with respect to the radiation field
is already accounted for. For a system where the two
centers are chemically identical and free to rotate with
respect to one another, one has to replace
the TY'P(A,B;K,K’), TYP(4-B;K<K'),
S'%P(A4,B;K,K"), and S'%P(A<B;K<K') terms by
their isotropic averages {((TY""(R ,,Rp;K,K')),
(TYP(R ;R KK, (SOP(R,,RgKK')),
and ((S“P(R ,«<Ryz;K<K’))). The replacement R ,
for A, etc., reflects the fact that, for a unicomponent
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fluid, each molecule is now only distinguishable via its
position vector R. The procedure for the further ofienta-
tional averaging denoted by the double angular brackets
is now as follows. First an average of species 4 with
respect to B and the intermolecular displacement vector
is required, followed by a further average of the B species
with respect to the propagator, to account for the fact
that the molecule 4 may be positioned anywhere on the
surface of a sphere of radius R around B. The nature of
this procedure is outlined elsewhere.*’

The total intensity of intermolecular scattering from a
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point R, within the fluid is obtained by summing the
rates for the coupling of 4 with all B molecules within
the interaction volume of the laser. Following conven-
tion, one defines the polarization density at a point R,
within the fluid as’

ay(k, Ry )ty (kR)= [ © d’Ryayj(k,R Dy (,R )
X8R, —R,) . (3.5)

The intensity of bimolecular cooperative scattering at R
is then given as

(J
, C © 4 N4 2 ) , N,
Lih==["dR |3 3 Az —L—IJJ, lk—k'|R)gff, ;47
=0 p.q

1)2

X{(8(R ,—R)[KTYP(R,,Rp;K,K")))
+(—1Y(TYP(R;->Rg; KK )]

+ 3 8050 A V(S OP(R,Rp;K,K)) + (S OP (R >R KK IN])

p9q

In Eq. (3.6) the angular brackets with the subscript d
refer to a distributional average, and the factor { is intro-
duced to compensate for the fact that we count each pair
of molecules twice when summing over both 4 and B.
Since cooperative scattering is an incoherent process (i.e.,
the intensity is proportional to the sum of the squares of
the probability amplitudes for each pair), the coherent
four-body contributions are only nonzero for forward
elastic scattering. (The proof of this is lengthy, and may
be found in the Appendix to this paper.) Using the fol-
lowing identities for a one-component fluid,

7 dRBR;—R,)f(R)=F(Ry) (3.7)

J

d] : (3.6)
[
p=<26(Rl—R3)> , (3.8)
B
and
<2 S 8(R,—R,) (R2—R5)>=p2g(R1—R2),
A B (#+A4)

(3.9

where p is the number density and g (R) is the pair corre-
lation function for the fluid, it is possible to reduce Eq.
(3.2)to

2 .. , i
Z(Jv_ (k=K' |R)gfg 4V

._C
Ik )=?f d’R, |p? 2 2

i=0pgq=1
X [© g(R=R)I(TVP(R,R;K,K)D

+(—1Y(TYP(R>R;K-K')N]1d’R,

+ 3800 4% [ 7 g(R,~R (SR, RyK,K")))
p.q *

+ (S%P(R,~>R;K<—K')N1d°R, (3.10)

Convoluting the integrals in Eq. (3.10) makes it possible to express the distance dependence of the integrands solely in
terms of the integration variable R=R,—R,. Using this property of the integral finally gives for the overall bimolecu-
lar Raman scattering intensity

(J

4

2 ’
I,(k")=2mCpV; 2 > Li)— i/j;(|k—Kk'|R)gff,;, 47
j=0p,g=1

Xfo Rzg(R

+ 3 g4 [ “Rg(R
p.q

U TYP(R;K,K)N+(—1Y(TYP(R;K-K"))) JdR

NS OPUR;K,K")))+ LS OP(R;K<K"'))1dR 3.11)
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where V; is the interaction volume of the laser. This is
the result for intermolecular scattering within a one-
component fluid. In this equation evaluation of the angu-
lar parts of the integrations has been facilitated by ex-
ploiting the isotropic nature of the integrands.
One-component systems can produce interesting
features whereby the bimolecular scattering process pro-
vides a mechanism for the appearance of combination
and overtone bands even in the case of a simple harmonic
molecular force field. Chemically more interesting is the
case where bimolecular scattering occurs between two
chemically distinct species 4 and B. Here the resultant

J
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combination bands clearly cannot be accessed by any uni-
molecular scattering mechanism. In this instance we
must replace the pair correlation function defined in Eq.

(3.9) by’
(3 38w~ Ry))=p 4058 (R, ~Ry)
(3.12)

aEAbEB
where the summations over a and b represent inclusion of
contributions from all molecules of types 4 and B, and
p 4 and pp are the number densities of 4 and B species,
respectively. The scattering intensity now becomes

R,)8(R,—

(.I)
1,(k")y=2wCp*pBV 2 z (k=K |R)gfg ;417
j=0p,g=1 2
xf R2 AB(R)(TYP(A4,B;R;K,K")))
+(=1V{TYP(4,B;R;K-K’))) JdR
+ 3 80049 [ * R%g*BR)[ (S (4,B;R;K,K"))
p.q b

The process is now directly proportional to the densities
of each component in the system.

IV. DEPENDENCE ON THE PAIR SEPARATION

A unique feature of cooperative scattering processes is
the detailed nature of the scattering intensity dependence
upon the relative displacement of the two chemical
centers. In this section the explicit pair separation
dependence is examined in more detail. It is possible to
identify two limiting cases which are of particular in-
terest, corresponding to near-zone and far-zone behav-
ior.
|

| (3.13)
+ (S 4,B;R K >K")) JdR

A. Near zone

Physically the most important regime is that in which
|IKI|R, |K'|R, and |k—k'|R are significantly less than 1.
In general, the appropriate short-range limits of the equa-
tions given in the previous section produce a significant
simplification since all Bessel functions except those of
zeroth-order become vanishingly small. Using the results
obtained for a chromophore pair, we find that only the
isotropic unweighted terms survive and the rate equation
in the near zone becomes the following.

1. Chromophore pair

-1 —1
4 —1

-1 4
Wi Kla (o

—1
—1

A B
axlhz(w)ak )\ (w ) f
Ty

wlag, ("W, (Kag, (0
w)af}h(a} Wi, (K@l (w)a Bk

+(4<B),

(w)
( "a

(o' )VM (K)+af (o )a” (@) VH

(w')VM (K)+a i, A (wm AG(K')]
i B
k

0]

l

4.1)

where the intermolecular photon propagation tensor is given by the well-known static dipole-dipole interaction tensor

of classical electrodynamics,

1

Jm Vkl(K,R)=W(5k1“3RkR1)=

leading to an overall R ~¢

Vo(K,R),

(4.2)

rate dependence. We note in passing that the short-range limit for V,;(K,R) as given by Eq.
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(4.2) is traceless; this feature considerably simplifies subsequent results for bimolecular Raman scattering intensities.

2. Free molecules (near zone)

For bimolecular scattering processes where short-range interactions dominate, we find that the rate is

I(k')= 13500

8V, {(4le-T|*—1—e-e'|>)X[—11(A4,B,+ A3B;)+14(4 B3+ A;B))]

+(3le-€?*—2+3le-e'|?)[—(A4,B,+ 4,B,+ A,B;+ A;B,)+344,B,]

+100(— |e-&|*+4—

+(—le-®

where
A =afy(k)a j k) +ad(ka k')

+afh(ka Lo +af(kha Ak, (4.4)
Ay =af (k@ Ak) +af(k)a f k")

+af#(k’)d;f’”(k)+afu(k')&;’f“(k’) ) (4.5)
A, aM(k)aM(k)-FaM k)a (k")

+afd(kha fk)+ad(kha k'), (4.6)
B,=ab(k)ak (k)+al k)@t (k')

+aB(kak (k)y+al(kal k'), 4.7)

By,=aZ (k)ak (k)+a? (k)at (k')
+aB (khak (k)+ad (khab (k') , (4.8)
By=a8 (k)as(k)+al (k@B (k')

+ab (khaB (k)+abB (kHal k'), 4.9)
v,= lim [ “R?%R g BRI VYK, RV (K", R)
U

+V3(K,R)V)(K,R)

+ V(K ,R)V (K", R)

+VIK,R)WV(K,R)],
(4.10)

where, in Eq. (4.10), we emphasize that the near-zone
limit of the propagator is taken. Since the principal con-
tribution to the integral occurs in the near zone, the limit
of the integral can be extended to infinity without
significantly affecting the result. If the irradiation fre-
quency is not close to any absorption band in the fluid,
the approximately index-symmetric nature of the scatter-
ing tensor leads to the relations 4,= A4, and B,=B;.
Further simplification arises in cases where the Raman
signal comes from a one-component fluid, where it is ap-
parent that 4,=B,, 4,=B,,and 4;=B8;.

B. Far zone

The far-zone limit, defined as the region where
(|IKIR,|K’|R)>>1, is normally satisfied when R > 100 nm
for vibrational scattering processes. Under these condi-

le-e’'|?)4,B,
|2—1+4le-e'|2)[14(4,B,+ 4,B;)—

11(A,By+ 4;B,)1} , 4.3)

f

tions the propagator is purely transverse and traceless,
taking the form

l)imo Vk[(K,R) 8kleR1)CXp(lKR)
y —

417'0R

=V3(K,R) . 4.11)

In the far zone, it is not possible to ignore the phased
terms in the rotational average, and the hence the full ex-
pression derived in Sec. III must be used. While the re-
sult could be utilized in computational work, it is too
complicated in form to allow one to obtain any directly
useful information, and will not be further considered
here.

Interestingly, the R ~2 dependence of the intensity
equation for a pair of molecules is canceled by the R?
which arises in the calculation of the scattering intensity
for the ensemble, associated with the number of mole-
cules in a shell of a given thickness at distance R. This
cancellation leads to a summed result which is indepen-
dent of the intermolecular distance involved. Of course,
this result ignores the finite life of the virtual photon. In
any real system, one would have to allow for the possibili-
ty that the virtual photon itself is involved in multiple
scattering processes.*® This would lead to the inclusion
of a R-dependent radiative damping term giving a result
which, to some extent, tails off with R.

C. Bimolecular forward scattering

In what follows we consider the specific case where one
of the molecules involved in the cooperative process sits
outside the interaction volume of the laser beam. In this
way it is possible to obtain a simple result, so long as the
intensity of light scattered parallel to the laser beam is
measured. In this forward scattering beam geometry, the
intensity of scattered photons created within a cylindrical
volume around the collimated beam of the laser has an
especially simple form since the interference terms can-
not contribute to the scattering intensity. (For cross
terms to exist, both molecules involved in the scattering
process must reside within the interaction volume of the
laser.) For this geometry the pair correlation function is
defined as
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4B(R

g —R,)p“pp

:< > 2 SR —

A€V  BeWV -V 0

R ,)8(R,—R, )> ,
4.12)

where the sum over A4 is taken over all molecules within
the interaction volume of the laser, the sum over B mole-

V B
p p®V,{(4le-E

cules includes only molecules outside the interaction
volume of the laser, and p“,p? are the number densities
within these two regions. In order to simplify the prob-
lem, we shall assume that this region does not include the
near zone. (This is not such a crude approximation since
to encroach upon the near zone would require that the
detector region be within ~100 nm of the interaction
volume.) The observed intensity I, (k') for this
geometry may be written as

Lops (k)= — 750 |2—1—e-e'|[23(E,¥,+ Z3¥;) —2(Z,¥,+Z,¥,)]
+(3le-®2—2+3le-e'|?) —NE ¥, +E,¥, +E,¥,+E,¥,)+ 382,¥,]
+100( —|e-€[*+4—|e-e’|)=,¥,
—le-®P—1+4|e-e' ) —2(E,¥,+E;¥,)+23(E,¥,+ =91}, (4.13)
f
where powers of the density, and following the treatment out-
Ao 4 lined by Kirkwood,***° the explicit differential pressure
Ey=antkla k), 4.14) dependence may then be written in the form
S=af(kajk), (4.15)
g (R,p,T) | _
E3=af#(k) ;A(k) @19 | FgT | =Brexpl—u(R)/KT]
T
¥, =a2, .
\P2=a§o(k’)fx‘fo(k') , (4.18) (5.1)
v,=ab (kal k'), 4.19)
3Re 45(R . where u (R) is the intermolecular potential, B is the iso-
= f Vde,d Rg *ARIV7 (K", R)V 5(K",R) thermal compressibility of the fluid defined as®
+ V7 (K,RV 7(K,R) (4.20)
. Br=—— | 52)
where V,, refers to the volume sampled by the detector. T Vel op | ’

One of the principal advantages of this beam geometry is
that it allows one to directly observe the far zone.
Another advantage is that the results are of sufficiently
simple structure to allow one to interpret the depolariza-
tion ratios for any observed Raman band, as will be
shown in Sec. VI.

V. PRESSURE DEPENDENCE
OF THE BIMOLECULAR SCATTERING RATE

In principle, it is possible to distinguish bands, which
are present in the Raman spectrum as a result of bimolec-
ular scattering processes, via their pressure dependence.
It is not readily apparent that rates dominated by either
long- or short-range energy transfer will exhibit different
pressure dependences, but this can be shown as follows.

In the near zone, we find that the intensity of coopera-
tive scattering is extremely sensitive to pressure. This
occurs because the pseudostructure of the fluid leads to
highly oscillatory behavior close to the origin (R=0). In
order to obtain an explicit pressure dependence for the
intensity in the near zone it is necessary to know some-
thing about the density dependence of the pair correla-
tion function for the fluid. Most treatments (see, for ex-
ample, Ref. 47) expand the pair correlation function in

and the coefficients g, (R, T) describe contributions to the
correlation function which arise as a result of (n+2)-
body interactions. The g,(R,T) are related to the virial
coefficients, and are explicitly calculated using the
modified cluster integrals of Mayer and Controll.”!

In the far zone, we find that the g, (R, T) coefficients in
Eq. (5.1) tend to zero, reflecting the fact that the liquid
has no long-range structure. In this regime the pair
correlation function is stationary with a value close to
unity, and the pressure dependence of the scattering in-
tensity should therefore solely reflect the quadratic
dependence on density. Writing the intensity equation as

=¢'p2 , (5.3)

and partially differentiating with respect to pressure at
constant temperature, we find that

p |7 ¢ ap ebr T

so that the differential change in the bimolecular light
scattering intensity is simply proportional to the iso-
thermal compressibility.
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VI. POLARIZATION DEPENDENCE examine it here in some detail.

FOR THE CHROMOPHORE PAIR The first four columns of Table II give explicit values
for the polarization parameters when circularly polarized
light is used. The first column labeled L — L, for exam-
ple, refers to a scattering geometry where the laser beam
is polarized with left-handed helicity, and where the in-
tensity of scattered light with the same helicity is mea-
sured; L — R refers to a geometry where left-handed cir-
cularly polarized light is incident upon the fluid, and
where the intensity of scattered light of the opposite

A. Intramolecular scattering: the chromophore pair handedness is measured. Examination of the columns in

A novel feature of the intramolecular scattering pro- Table II reveals that even j value polarization parameters
cess is the appearance of phase-lag terms arising from are not changed by reversing the combined helicity of in-
scattering interference of the 4 and B chromophores. It  cident and scattered beams, while odd-j valued polariza-
is well known that where the chromophores are tion parameters change sign when the helicity is reversed.

The polarization parameters listed in Table I are exper-
imentally variable, their values depending on the scatter-
ing angle and the polarization of both the incident and
scattered light. In a conventional experiment the scatter-
ing angle is usually 90°, and the values for the polariza-
tion parameters in several experimental configurations
with this beam geometry are listed in Table II.

dissymmetrically juxtaposed such interference terms re-  Conventionally, this type of chirality is expressed in
sult in circular differential scattering.’>>3 Since this  terms of circular intensity differentials. These can be ob-
property can prove useful in identifying lines in the spec-  tained from the leading j, /j, terms in the rate expres-

trum attributable to intramolecular scattering, we shall  sions, and are explicitly given by
J

I(L—>|)—I(R—|) _ (o' —w)RTH?

I(L—|)+I(R—|) T (6.1
I(L>1)—I(R—1) _ (o' —)R(THV+ T34 74— (16)) 62)
I(L—-1)+I(R—1) ¢ (TN 42700 4 T(0:3)) : :

The coefficient given expression in Eq. (6.1) is that most commonly measured. This has the simplest structure of all, be-
ing finite so long as the molecular response tensor T2’ is not zero, which is generally the case so long as the Raman
polarizability tensor for the transition is not isotropic. The second differential scattering coefficient is included for com-
pleteness. The most interesting feature of these dissymmetry factors is their linear dependence upon the intrachromo-
phore distance R. This behavior has been noticed in connection with circular differential Rayleigh and Raman scatter-
ing and optical rotation.>*

In addition to the two polarization ratios above, it is possible to define a third ratio, which measures the degree of
helicity reversal; this has the explicit form

I(L—>L)—I(L—>R) _ 2o’ —w)R(=2T B+ T2 43 4 7L6))
(L—-L)+I(L—R) c(TOD 4 4702 4 T(0:3)) ‘

(6.3)

TABLE II. Values of the polarization parameters 4"’ for 90° scattering experiments for eight
different polarization geometries.

J p L—-L R—R L—R R—L L1 R—1 L—|| R—||
0 1 174 174 174 1/4 172 172 0 0

0 2 1 1 1 1 1 1 1 1

0 3 1/4 1/4 1/4 1/4 172 172 0 0

1 1 0 0 i/2 —i/2 i/2 —i/2 0 0

1 2 —i/2 i/2 i/2 —i/2 i —i i —i

1 3 i/2 —i/2 0 0 i/2 —i/2 0 0

1 4 i/2 —i/2 0 0 i/2 —i/2 0 0

1 5 i/2 —i/2 —i/2 i/2 0 0 0 0

1 6 0 0 —i/2 i/2 —i/2 i/2 0 0

2 1 1/6 1/6 —1/3 —1/3 —1/6 —1/6 0 0

2 2 1/6 1/6 1/6 1/6 —1/3 —1/3 2/3 2/3
2 3 —-1/3 —-1/3 1/6 176 —1/6 —1/6 0 0

2 4 —1/3 —-1/3 1/6 1/6 —1/6 —1/6 0 0

2 5 1/6 176 —-1/3 —1/3 1/6 1/6 176 1/6
2 6 1/6 1/6 —1/3 —1/3 —1/6 —1/6 0 0

3 1 i/10 —i/10 i/10 —i/10 —i/5 i/5 2i/5 —2i/5
3 2 2i/5 —2i/5 0 0 i/10 —i/10 —3i/10 3i/10
3 3 0 0 2i/5 —2i/5 i/10 —i/10 3i/10 —3i/10
4 1 3/20 3/20 3/20 3/20 1/70 1/70 11/35 11/35
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This coefficient is of interest since its value for right-angled scattering is only nonzero if the chemical species responsible
for the scattering is chiral. This remark applies both to normal Raman scattering by individual free molecules, and to
cooperative scattering by chromophore pairs. In the latter case the chirality refers to the coupled system, and analysis
of the detailed structure of the numerator of the terms in Eq. (6.3) reveals that the condition is only satisfied where the
chromophores are dissymmetrically placed with respect to each other, and where their Raman polarizability tensors are
anisotropic. This situation corresponds exactly to the well-known coupled-oscillator model for chiral behavior.>> For
forward scattering, the reversal ratio can be nonzero even for achiral systems; it then represents a measure of the degree
to whichsglgs handedness of the laser beam dresses the molecular states of the free molecules and thereby induces a
chirality.’®

B. Free molecules

Circular differential scattering from free molecules can only be manifest by chiral species, where the effect results
from interference between electric dipole and either magnetic dipole or electric quadrupole interactions.*® To the level
of approximation considered here, bimolecular scattering per se does not contribute to differential scattering in an iso-
tropic fluid, as all odd-order Bessel function terms vanish when the further necessary orientational averages are effected.
However, it is possible to glean some useful properties of the bimolecular scattering path via polarization characteristics
of the radiation field. These polarization experiments are best conducted for the specific forward scattering geometry
discussed earlier, where the detector measures the intensity of the light scattered outside the interaction volume of the
laser, but parallel to the laser beam. Under these conditions one is studying the far-zone properties. If the beam is not
close to any one-photon absorption bands, we find that the observed scattering intensity equation (4.13) for a single
component fluid reduces to

wC VI

PPV, {(4le-T [P —1—|e-e’|})[23(E2+E2)—4E,E,]
+(3le-®[*—2+3]e-e'|)[ — 14(Z,E,+E,=5;)+38=2
+100( —|e-&|*+4—e-€'|})=3

+(—le-®P—1+4|e-& ) —2(22+E3)+46E,5,]} . (6.4)

The first notable aspect of Eq. (6.4) is that the depolariza-
tion ratio becomes

(1) _ —21E{+3312]—14E,5,
I(l—1) 4223434222432 E,

(6.5)

for transitions that occur purely as a result of the bi-
molecular scattering mechanism. Here I(1—1) refers to
the rate of forward scattering of light with the same po-
larization as the incident beam; I (L— ||) refers to the rate
at which light of polarization perpendicular to the in-
cident beam is emitted. In order to glean useful symme-
try properties from the depolarization ratio, it is con-
venient to cast the molecular invariants in irreducible

J

tensor form. For index-symmetric polarization tensors
we find that the two molecular tensor invariants may be
written as

(1]

— — 0+) (0+
]-—alkapp——:;a(ky a(}\‘u )! (6.6)

(1]

2=akyakﬂ=a(;jf )a&i+)+a&%+ ’a(;&“ R (6.7)
where the superscripted (n+) refers to a tensor of weight
n and even parity. Tensors of weight (0+) are isomorph-
ic with the totally symmetric representation of the molec-
ular point group, while the tensors of weight (2+) trans-
form as traceless rank-two tensors of even parity. Cast-
ing Eq. (6.5) into an irreducible tensor format gives the
result

(0+)(0+) _(0+) _(0+) (0+) _(0+)_(2+) _(2+) (2+4) (24) (2+)_(2+)
I(l—|) _ ()= 100a;," 'ay," 'y, ay, 6200y, oy, ay, ey, 331y, ey an, ay, 6.8
I1>1) 81600 a0 a0 a0 + 78000 a0 a2 a2 + 34202 a2 a2

Thus the depolarization ratio p(1) has the value Z; for a
pure weight-zero transition and 32! for a pure weight-two
transition. It is interesting to note that the depolariza-
tion ratios obtained for transitions that occur solely as a
result of cooperative scattering are thus slightly higher
than those obtained in the dilute gas approximation;
hence we would expect that in condensed phases multi-
body scattering mechanisms would lead to increases in
the observed Raman depolarization ratios.

VII. CONCLUSION

To conclude, in this paper a quantum electrodynamical
theory of cooperative scattering in fluids has been
developed. Using the retarded multipolar expansion of
Power, Zienau, and Woolley fully causal intensity equa-
tions for bimolecular scattering, which are valid over all
intermolecular separations, have been derived. For pro-
cesses involving cooperative scattering between free mol-
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ecules, equations have been given for the observed
scattering intensity which take full account of the molec-
ular distribution of the liquid. It has been shown how
these results can be employed to elucidate the pressure
dependence of the process, and how, for a specific beam
geometry, it is possible to define a depolarization ratio
which can be used to verify the symmetry of the two
transitions. In the case where the molecules involved in
the bimolecular scattering process are held in fixed orien-
tation with respect to one another, it has been illustrated
how the manifestation of a differential scattering effect
may be used in identifying these bands in the spectrum.
In assessing the importance of the effects described, it
may be noted that short-range cooperative Raman effects
are typically smaller than their single-center counterparts
by a factor of the order of a/€,R 3, where a /¢, is the Ra-
man polarizability volume. For an intermolecular sepa-
ration on the angstrom scale, this factor can be expected
to be of the order of 0.1-0.01. Exploitation of resonance
conditions may, however, substantially offset the intensity
diminuation associated with this factor. It should there-
fore be possible using the methods described above, along
with modern Fourier transform Raman spectrometers, to
identify such cooperative contributions.
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APPENDIX: PROOF THAT COOPERATIVE
RAMAN SCATTERING IS INCOHERENT

In the result obtained in Sec. II of this paper, it is illus-
trated how the Fermi rule result may be obtained, and in
particular how the intensity of cooperatively scattered
light is proportional to the square of the matrix element
M ;. For an ensemble the latter may be written as

M= 3
A,B# A

. —i(k"R,—kR, )ai‘;(k)afl(kl)ei(k)?l(k’)

iK«(Rg—R /)
)e B A

X(—V2, +V,V, —=xr (A1)

where the summation is over all molecules in the ensem-
ble, and all other terms have their usual meanings. Tak-
ing the modulus square of Eq. (A1), we find that there are
two types of contribution,

‘af(k)af (ke (k)e (k')

iK(Rg—R ;)
as,(kab ke, ke, (k)

—iK«Rp—R,)
(A2)

These contributions are (i) the coherent contribution, which arises when 4+ C,D and B+C, D; and (ii) the incoherent
contribution, which arises when 4 =C and B =D. Since it is the purpose of this appendix to show that the coherent
part does not contribute to the scattering intensity, we shall specifically concentrate upon this term in Eq. (A2).

In order to arrive at the proof we shall consider the coherent contribution that arises from two arbitrary points
within the liquid, specifically R, and R;. These points correspond to the sites where the cooperative scattering is ini-
tiated, i.e.,the points where the laser photons are annihilated. Thus

|A@”%R1JQ)= 2
A,B* A
C+# A4,D#C

S(RI‘_RA )8(R3—Rc)e

Xaf(k)af (k' e, (k) (k') — V38, +V,V,)<

Xa S, (k)aL (k'Ve, (ke, (k') —V?8,,+V,V,)<
Using the methods of Sec. III we can write this equation as
MRy, R3)= [ 7 d°R, [ 7 d*Rp(R;—R)p(Ry—Ry)e

Xad(k)ad (k' )e;(k)e (k')

J)

— — P\ ’ e
X 5, (k)a D (k')e, (k)e,(k')(—V?,,+V,V,)

—i(k"“Rg —k-R))+i(k’"Rp —k-Ry)

iK-(Rg—R,)

(RB —'R 1 )
—iK«Rp—R;)
— (A3)
(RD _R 3)
—i(k'R,—kR))+i(k'Ry—k'Ry)

iK«(R,—R})
e 27 ™

(R2 _R 1 )
—iK«(Ry—Rj)

(—V2%, +V,;V,)

e A4
(R,—R;) (Ad)
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Now consider the integral over R,,

iK-«(R,—R,)

ik"R, e

7 @Rp(R,—Re"™ “H =V, +V,V,)

where A ; (R, —R;) is the Fourier transform, i.e.,
3 f® iq(R,—R)
Aj(Ry—R))=(27) 3f_wd3quk(q)e TR

Substituting this result into Eq. (AS) we obtain the result

(RZ_RI
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ik'R,

P ik’-R 1 o —iq'R, [ © i(k+q)-R
fwd3R2Ajk(R2—Rl)e 2=§;;f_wd3quk(q)e ‘f_wd3R2e 2

1 w -
:—S—T—r;f_wﬁquk(q)e

ik’-R
=—813 Ap(—kne™ ™
u

Naturally a similar result is obtained for the second in-
tegral in Eq. (A4); substituting this result and its counter-
part into (A4) gives

|M AR, Ry)=af(k)af, (ke (k) (k" )a S, (k)

X by (ke (ke ()
X A (=KAo (K')

—i(k'—k)(R;—R,)

Xe (A8)

In order to obtain the matrix element for the ensemble it
is necessary to sum over all points within the fluid. If we
convert the sum to an integral over R, and R;, we find
that Eq. (A8) is only nonzero when k’—k=0 (since the
exponential gives a 8 function), completing the proof.

As a final aside it is worth considering the interference
terms that arise in the incoherent contribution, since it is
by no means apparent that these terms in Eq. (A2) will
survive when one performs the distributional average.
For these terms the squaring of the matrix element gives
terms of the type

IM;*R)= 3 &(R,—R,)e

A,B+* A
Xap (kalk(ke,(k')e, (k)
Xak (k')e,(k)g, (k')

itk—=k)-(Rg—R,)

A(k)

)

XV (K, Ry =RV, (K, R, —Ry)

) = [7 d*R,A(R,—R e , (AS5)
(A6)
iq.RlS(kI+q)
(A7)

Iwhich give, on performing the distributional average,
M, [PR)= [ d*Ryp(Ry—Rye! T
X&,ﬁ,,(k’)&f,i,(k)ep(k’)ém(k)a,f(k)
Xap (k')e,(k)g (k')

XV (K,R,—R )V, (K',R,—R;) .

Restricting our attention to the integral over R,,

J 7 dRp(R,~R )V (K,R,~R,)

i(k—k')-R
XV, (K',R,—R,)e’ 2
. i(k—k')-R
= fﬁmd3R2Ajk,,o(R2—R,)e' 2,
where we have defined the Fourier transform
i(R,—R)q

A]k,w(Rz—Rl)=<27r)*3f_°;d3quk,,o<q)e

which allows to express the modulus square of the defined
matrix element as

M, P=aj(k)ag (k)@ 1, (ka2 (ke (kg (k')
1

Xen(k')go(k)gl\jkm,(k—k) )

which is simply the result obtained by convolution of the
original integral over R.
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